a2 United States Patent

US009059346B2

(10) Patent No.: US 9,059,346 B2

Semerad et al. (45) Date of Patent: *Jun. 16, 2015
(54) LASER POWER AND ENERGY SENSOR (56) References Cited
UTILIZING ANISOTROPIC
THERMOELECTRIC MATERIAL U.S. PATENT DOCUMENTS
(71)  Applicant: Coherent, Inc., Santa Clara, CA (US) 3,396,514 A §/1971 Mefferd et al.
4,082,413 A 4/1978 Austin et al.
(72) Inventors: Robert Semerad, St. Wolfgang (DE); (Continued)
Erik Krous, Wilsonville, OR (US);
James Schloss, Tigard, OR (US) FOREIGN PATENT DOCUMENTS
(73) Assignee: Coherent, Inc., Santa Clara, CA (US) DE 4306497 C2 1/1995
DE 19605384 C1 2/1997
(*) Notice: Subject. to any disclaimer,. the term of this (Continued)
patent is extended or adjusted under 35
US.LC.154(b) by 0 days. OTHER PUBLICATIONS
This patent is subject to a terminal dis-
claimer. M. Kusunoki, “The influence of in-plane 0-458 grain boundary on
microwave surface resistance of c-axis YBa Cu O films on MgO
(21) Appl. No.: 13/944,835 substrate.” Physica C vol. 321 pp. 81-85 (1999).*
. (Continued)
(22) Filed: Jul. 17, 2013
(65) Prior Publication Data . .
Primary Examiner — Peter Bradford
US 2014/0091307 Al Apr. 3, 2014 (74) Attorney, Agent, or Firm — Morrison & Foerster LLP
Related U.S. Application Data
(60) Provisional application No. 61/709,060, filed on Oct. (57) ABSTRACT
2,2012.
A laser-radiation sensor includes a copper substrate on which
(51) Int.CL is grown an oriented polycrystalline buffer layer surmounted
G017 5/00 (2006.01) by an oriented polycrystalline sensor-element of an anisotro-
HOIL 31/0368 (2006.01) pic transverse thermoelectric material. An absorber layer,
G01J 512 (2006.01) thermally connected to the sensor-element, is heated by laser-
(Continued) radiation to be measured and communicates the heat to the
(52) US.CL sensor-element, causing a thermal gradient across the sensor-
CPC oo HOIL 31/0368 (2013.01); GO1J 5/12 element. Spaced-apart electrodes in electrical contact with
(2013.01); GOIK 17/003 (2013.01); GO1J the sensor-element sense a voltage corresponding to the ther-
1/4257 (2013.01); GO1J 5/046 (2013.01) mal gradient as a measure of the incident laser-radiation
(58) Field of Classification Search power. At least two protection layers are positioned between

CPC ... HO1L 31/0368; GO1J 5/046; GO1J 5/12;
GO1J 1/4257; GO1K 17/003
USPC oo, 257/49, 64, 467; 250/338.3, 338.4

See application file for complete search history.

the sensor layer and the absorber layer.

19 Claims, 7 Drawing Sheets

Incident
Radiation

34
324 \\
N\ B

YT

II’IIIIIIIIII
e,
7 Ty

30



US 9,059,346 B2
Page 2

(51) Int.CL

GOIK 17/00 (2006.01)

G017 1/42 (2006.01)

G017 5/04 (2006.01)
(56) References Cited

U.S. PATENT DOCUMENTS

5,607,899 A 3/1997 Yoshida et al.

5,678,924 A 10/1997 Naquin et al.

5,823,682 A 10/1998 Betz

6,265,353 Bl 7/2001 Kinder et al.

6,361,598 Bl 3/2002 Balachandran et al.

6,579,360 B2 6/2003 Balachandran et al.

6,638,598 B2  10/2003 Kinder et al.

8,026,486 B2 9/2011 Takahashi et al.

8,049,154 B2  11/2011 Takahashi et al.

8,129,689 B2 3/2012 Takahashi et al.
2003/0127674 Al* 7/2003 Ramesh .........c.cccoenne. 257/295
2010/0327165 Al* 12/2010 Takahashi et al. . 250/338.1
2011/0230356 Al* 9/2011 Moeckly et al. .............. 505/238
2011/0291012 Al 12/2011 Takahashi et al.
2012/0161008 Al* 6/2012 Takahashi et al. . ... 250/340
2012/0196150 Al* 8/2012 Tsuchiyaetal. .............. 428/701

FOREIGN PATENT DOCUMENTS

DE 19804487 Al 8/1999
WO 2014/055374 Al 4/2014
OTHER PUBLICATIONS

International Search Report and Written Opinion received for PCT
Patent Application No. PCT/US2014/018414, mailed on May 26,
2014, 12 pages.

International Search Report and Written Opinion received for PCT
Patent Application No. PCT/US2013/062450, mailed on Dec. 13,
2013, 13 pages.

Lengfellner et al., “Thermoelectric Effect in Normal-State
YBa2Cu307-8 Films”, Europhysics Letters, vol. 25, No. 5, Feb. 10,
1994, pp. 375-378.

Takahashi et al., “Light-Induced Off-Diagonal Thermoelectric Effect
Via Indirect Optical Heating of Incline-Oriented CaxCoO2 thin
Film”, Applied Physics Letters, vol. 100, 2012, pp. 181907-1-
181907-4.

Balachandran et al., “Development of Coated Conductors by Inclined
Substrate Deposition”, Physica C, vol. 392-396, 2003, pp. 806-814.

Balachandran et al., “Development of YBCO-Coated Conductors for
Electric Power Applications”, Physica C, vol. 372-376, 2002, pp.
869-872.

Bauer et al., “Inclined Substrate Deposition by Evaporation of Mag-
nesium Oxide for Coated Conductors”, Material Research Society
Symposium Proceedings, vol. 587, 1999, pp. 02.2.1-02.2.10.
Chateigner et al., “Analysis of Preferred Orientations in Pst and Pzt
Thin Films on Various Substrates”, Integrated Ferroelectrics, vol. 19,
1998, pp. 121-140.

El-Naggar et al., “Characterization of Highly-Oriented Ferroelectric
PbxBal-x TiO3 Thin Films Grown by Metalorganic Chemical Vapor
Deposition”, Journal of Materials Research, vol. 20, No. 11, Nov.
2005, pp. 2969-2976.

Koritala et al., “Transmission Electron Microscopy Investigation of
Texture Development in Magnesium Oxide Buffer Layers”, IEEE
Transactions on Applied Superconductivity, vol. 11, No. 1, Mar.
2001, pp. 3473-3476.

Ma et al., “High Critical Current Density of YBCO Coated Conduc-
tors Fabricated by Inclined Substrate Deposition”, Physica C, vol.
403, 2004, pp. 183-190.

Maetal., “Inclined-Substrate Deposition of Biaxially Textured Mag-
nesium Oxide Thin Films for YBCO Coated Conductors”, Physica C,
vol. 366, 2002, pp. 270-276.

Pysarenko et al., “Development of Multilayer Coated Conductors
with Simplified Buffer Structure”, International Journal of Modern
Physics B, vol. 23, No. 17, Jul. 2009, pp. 3526-3531.

Stan et al., “Structural and superconducting properties of
(Y,Gd)Ba2Cu307-3 grown by MOCVD on samarium zirconate buff-
ered IBAD-MgO”, Superconductor Science and Technology, vol. 21,
No. 10, Oct. 2008, pp. 1-4.

Zhang et al., “Thermoelectric Properties of C-Axis-Oriented
Ca3Co409+0 Films Grown on MgO-Buffered Si (100) by PLD
Technique”, Applied Mechanics and Materials, vol. 29-32, 2010, pp.
1913-1918.

Zilbauer et al., “High Quality ISD MgO Buffers on Large Scale,
Flexible Metal Substrates for RF Applications of HTS Thin Films”,
Superconductor Science and Technology, vol. 19, 2006, pp. 1118-
1123.

Non-Final Office Action received for U.S. Appl. No. 13/944,830,
mailed on Aug. 6, 2014, 8 pages.

Notice of Allowance received for U.S. Appl. No. 13/944,830, mailed
on Dec. 23, 2014, 9 pages.

Kusunoki et al., “The Influence of in-plane 0-45° Grain Boundary on
Microwave Surface Resistance of c-axis YBa2Cu3Oy Films on MgO
Substrate”, Physica C: Superconductivity, vol. 321, 1999, pp. 81-85.

* cited by examiner



U.S. Patent Jun. 16, 2015 Sheet 1 of 7 US 9,059,346 B2

Incident
Radiation

K3
\

L % e Bt N N e e T e T 0 N T e e e e e e e e
DRV,

77 7 7 7 7 77
////////l

J
v ¢ 7 7 7 7 ¢ 1 7b
ya Vi Vi ya Vi Vi Vi Vi Vi Vi yaw 4

38 gy

36

R

34
32A

S

7 7 7 7 7 7 7 7
LA A A R Y A Y S 4
4

/ [ARN AR AR ARy SR ARy A AN A B N 4

VA S S B S B S S S B i

A
S

30

FIG. 1



U.S. Patent Jun. 16, 2015 Sheet 2 of 7 US 9,059,346 B2

Incident
Radiation

518 46

\

32
48

30A

FIG. 1A



U.S. Patent Jun. 16, 2015 Sheet 3 of 7 US 9,059,346 B2

——40

N\ g
e 3
QV
e O
s wliad a4 -
NI
g
e . T~
IS

38—
|
74
34 37



U.S. Patent Jun. 16, 2015 Sheet 4 of 7 US 9,059,346 B2

—_
oo

-
»

=
\\)

\

\

6 <
) /

0 20 40 60 80 100 120
Incident Radiation Power (W)

Transverse Electric Signal (mV)

FIG. 3



U.S. Patent Jun. 16, 2015 Sheet 5 of 7 US 9,059,346 B2

(rw) ABisuz pejos|jey

o 0 o 0 o o) o 0 o
red < < ™ a N ~ - - 0 °og
<
A
olo
o
X 8
<
o
> S
=
~~~
5
1S
e
>
5
o c <
O W
qJ n
g Q)
3
OD o —
£ L
@
o U
\ © ©
<& c
>
o
<
o <
33
— A
3 g i o
C W LW (& ™
e
o
S e
<
S 0
T Q0
=
£
1’4
L o
o o o o o o o o o o o
S fre S ] S ] S rs S frs
bre ~f =4 ) ) N N - -

(Aw) [eubig ouosjeowIBY] Yead



U.S. Patent Jun. 16, 2015 Sheet 6 of 7 US 9,059,346 B2

w0
L
0
©
L
n
)
8 0
o § .
/ 58 Q
()]
g L
/ )
/| o
P w
//
H
w
0
o

o 0 o < N o 0 O < N o
N - - - ~— - o o o o

O ©o o ©o ©o o o o o o
(/) reubis oujo8|@0WIBY | BSIBASURL |



U.S. Patent Jun. 16, 2015 Sheet 7 of 7
wn o T} o Te}
o S o ® oo}
- - (o] o (o]
N7 NN

_______________________________________

;'/
/ _

Y /XX%\
)

_______________________________________

20
10 |- -
0

10

(ww) ypIA

10

Length (mm)

US 9,059,346 B2

FIG. 6



US 9,059,346 B2

1
LASER POWER AND ENERGY SENSOR
UTILIZING ANISOTROPIC
THERMOELECTRIC MATERIAL

PRIORITY CLAIM

This application claims priority of U.S. Provisional Appli-
cation No. 61/709,060, filed Oct. 2, 2012, the complete dis-
closure of which is hereby incorporated herein by reference.

TECHNICAL FIELD OF THE INVENTION

The present invention relates in general to laser-radiation
detectors. The invention relates in particular to a laser-radia-
tion detector that utilizes a transverse thermoelectric effect.

DISCUSSION OF BACKGROUND ART

Laser-radiation detectors (sensors) are used in laser appli-
cations wherein laser-radiation power needs to be measured
or monitored. The power measurement may be required from
simple record-keeping or as part of some closed loop control
arrangement. Commonly used radiation detectors are based
on either photodiodes or thermopiles.

The photodiode-based sensors detect laser-radiation by
converting photon energy of radiation to be measured into an
electron-hole pairs in the photo-diode thereby generating a
corresponding current, which is used a measure of laser-
radiation power. Photodiodes sensors have a relatively fast
temporal response, with rise times typically less than 1 micro-
second (us). A disadvantage of photodiode detectors is a
limited spectral response. This spectral response is deter-
mined by the particular semiconductor materials used for
forming the photodiode. By way of example, photodiode
sensors based on silicon have a spectral acceptance band-
width between about 0.2 micrometers (ium) and about 2.0 um.
A second limitation of a photodiode is relatively low optical
power saturation. Photodiodes are typically limited to direct
measurement of laser powers of less than about 100 milli-
watts (mW).

Thermopile sensors include a solid element which absorbs
the radiation, thereby heating the element. One or more ther-
mocouples in contact with the element create a current or
voltage representative of the laser-radiation power incident
on the element. Thermopile sensors have a slow response
time relative to photodiode detectors. The response time is
dependent on the size of the sensor-element. By way of
example radial thermopiles with apertures of 19 millimeters
(mm) and 200 mm have response times of approximately 1
second and 30 seconds respectively. Spectral response of the
thermopile sensors depends on the absorption spectrum of the
sensor. With a suitable choice and configuration of the sensor,
the spectral response can extend from ultraviolet (UV) wave-
lengths to far infrared wavelengths. With a suitable heat sink,
thermopile sensors can measure lasers power up to 10 kilo-
watts (kW).

One relatively new detector type which has been proposed
to offer a temporal response comparable to a photodiode
detector and a spectral response comparable with a thermo-
pile detector is based on using a layer of an anisotropic trans-
verse thermoelectric material as a detector element. Such an
anisotropic layer is formed by growing the material in an
oriented polycrystalline crystalline form, with crystals
inclined non-orthogonally to the plane of the layer.

The anisotropic layer absorbs radiation to be measured
thereby heating the layer. This creates a thermal gradient
through the anisotropic material in a direction perpendicular
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to the layer. This thermal gradient, in turn, creates an electric
field orthogonal to the thermal gradient. The electric field is
proportional to the intensity of incident radiation absorbed.
Such a detector may be referred to as a transverse thermo-
electric effect detector. If the anisotropic layer is made suffi-
ciently thin, for example only a few micrometers thick, the
response time of the detector will be comparable with that of
aphotodiode detector. Spectral response is limited only by the
absorbance of the anisotropic material. A disadvantage is that
the transverse thermoelectric effect is relatively weak com-
pared with the response of a photodiode.

One transverse-thermoelectric-effect detector is described
in U.S. Pat. No. 8,129,689, granted to Takahashi et al. (here-
inafter Takahashi). Takahashi attempts to offset the weakness
of the transverse thermoelectric effect by providing first and
second anisotropic material layers which are grown on oppo-
site sides of a transparent crystalline substrate. In the Taka-
hashi detector, radiation not absorbed by the first layer of
anisotropic material is potentially absorbed by the second
layer. It is proposed that a reflective coating can be added to
the second layer to reflect any radiation not absorbed by the
second layer to make a second pass through both layers.

Oriented polycrystalline layers can be deposited by a well-
known inclined substrate deposition (ISD) process. This pro-
cess is described in detail in U.S. Pat. No. 6,265,353 and in
U.S. Pat. No. 6,638,598. Oriented polycrystalline layers have
also been grown by a (somewhat less versatile) ion-beam
assisted deposition (IBAD) process. One description of this
process is provided in a paper “Deposition of in-plane tex-
tured MgO on amorphous Si3N, substrates by ion-beam-as-
sisted deposition and comparisons with ion-beam assisted
deposited yttria-stabilized-zirconia” by C. P. Wang et. al,
Applied Physics Letters, Vol. 71, 20, pp. 2955, 1997.

The above described Takahashi detector allows the aniso-
tropic material layers to remain thin, while increasing the
amount of light absorbed, but requires a transparent crystal-
line substrate polished on both sides, at costs potentially
prohibitive for most commercial applications. Further, the
Takashi detector arrangement isolates the crystalline sub-
strate limiting the ability to heat-sink the substrate. This limits
the power-handling capability of the detector to a maximum
power of less than about 10 Watts (W), and may lead to a
non-linear response.

SUMMARY OF THE INVENTION

In one aspect, a radiation detector sensor in accordance
with the present invention comprises a copper substrate. An
oriented polycrystalline buffer-layer is deposited on a surface
of'the substrate. The buffer-layer has a crystal-orientation at a
first angle between about 10 degrees and about 45 degrees.
Formed on top of the buffer is an oriented polycrystalline
sensor element of a thermoelectric material selected from the
group of thermoelectric materials consisting of dysprosium
barium cuprate, strontium sodium cobaltate, and strontium
cobaltate is deposited on the buffer layer. The sensor-element
has a crystalline c-axis orientation at a second angle between
about 10-degrees and about 45-degrees relative to the normal
to the surface of the substrate. One or more protection layers
is deposited on the sensor layer. A radiation-absorber layer
deposited on the one or more protection layers. First and
second electrodes are spaced apart in electrical contact with
the sensor-layer.

BRIEF DESCRIPTION OF THE DRAWINGS

The accompanying drawings, which are incorporated in
and constitute a part of the specification, schematically illus-
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trate a preferred embodiment of the present invention, and
together with the general description given above and the
detailed description of the preferred embodiment given
below, serve to explain principles of the present invention.

FIG. 1 is a cross-section view schematically illustrating
one preferred embodiment of a transverse thermoelectric
detector in accordance with the present invention, including a
copper substrate, a buffer layer on the substrate a sensor layer
on the buffer layer, a protective layer on the sensor layer, and
absorber layer on the protective layer, with spaced apart elec-
trodes in electrical contact with the sensor layer.

FIG. 1A is a cross-section view schematically illustrating
another preferred embodiment of a transverse thermoelectric
detector in accordance with the present invention, similar to
the embodiment of FIG. 1 but wherein the protective layer is
replaced by a protective group of three layers of different
materials.

FIG. 2 is a plan-view from above schematically illustrating
a preferred arrangement of electrodes and patterned sensor
layer material for the detectors of FIG. 1 and FIG. 1A.

FIG. 3 is a graph schematically illustrating measured trans-
verse thermoelectric signal as a function of incident CW
laser-radiation power for an example of the detector of FIG. 2
wherein the sensor layer is a layer of dysprosium barium
cuprate.

FIG. 4 is a graph schematically illustrating measured peak
thermoelectric voltage and reflected energy as a function of
incident 10-nanosecond pulsed-energy for the detector
example of FIG. 3.

FIG. 5 is a graph schematically illustrating a transverse
thermoelectric voltage signal as a function of time for the
detector example of FIG. 4 in response to irradiation by single
10-nanosecond pulse.

FIG. 6 is a contour plot schematically illustrating normal-
ized spatial uniformity of efficiency in the detector example
of FIG. 3.

DETAILED DESCRIPTION OF THE INVENTION

Referring now to the drawings, wherein like components
are designated by like reference numerals, FIG. 1 schemati-
cally illustrates one preferred embodiment 30 of a transverse
thermoelectric sensor in accordance with the present inven-
tion. Sensor 30 includes a substrate 32 of a highly thermally
conductive material. A preferred material for substrate 32 is
copper (Cu). A copper substrate is preferred material due to
its high thermal conductivity and relatively low cost. The term
“copper substrate” as used in this description and the
appended claims includes substrates made from copper-rich
alloys of copper. Substrate 32 has a polished surface 32A,
preferably having a RMS roughness less than about 0.5 um.
The substrate is optionally in contact with a heat-sink 48,
which can be passively or actively cooled.

An oriented polycrystalline buffer-layer 34 is deposited on
a surface 32 A of' the substrate. A preferred material for buffer
layer 34 is magnesium oxide (MgO). Other suitable buffer
layer materials include yttrium stabilized zirconia (YSZ), and
cerium oxide (CeQ,). Buffer layer 34 has a columnar grain
structure with crystal-axis (the c-axis) 46 thereof tilted at an
angle o in the direction by between about 10-degrees and
about 45-degrees relative to a normal 47 to substrate surface
32A. In the drawing, the a-c plane of the crystal axes is in the
plane of the drawing with the crystalline b-axis perpendicular
to the plane of the drawing. A preferred thickness for the
buffer layer is between about 0.5 um and about 4.0 pm.

A layer 36 of sensor-material 36 is deposited on buffer
layer 32. The inclined oriented crystal structure of the buffer
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layer causes the layer of sensor-material to grow in the
inclined polycrystalline form necessary for providing the
desired transient thermoelectric effect. The tilted crystalline
structure is indicated I the drawing by long-dashed lines.

The use of the buffer layer eliminates a need for the sub-
strate to be crystalline, allowing the use of the preferred
copper substrate. The crystalline orientation of the sensor
layer (c-axis orientation) is comparable to that of the buffer
layer, i.e., between about 10 degrees and about 45 degrees but
more probably between about 15-degrees and about 40-de-
grees. The inclination angles for the buffer and sensor layers
can be about the same or somewhat different angles within the
stated ranges.

The material of the sensor-layer is a material selected from
the group of thermoelectric materials consisting of dyspro-
sium barium cuprate (DyBa,Cu;0,-d, often abbreviated to
DyBCO), strontium sodium cobaltate (Sr, ;Na, ,C00O,), and
strontium cobaltate (Sr;Co,0,). Dysprosium barium cuprate
is most preferred. A preferred thickness for sensor layer 36 is
between about 300 nanometers (nm) and about 2000 nm. This
thickness is less than that of the buffer layer and is required for
creating a high thermal gradient across the sensor layer.

Optionally, a layer 50 is deposited for protecting the sensor
layer from environmental degradation. Such a protection
layer is critical when DyBCO is used for sensor layer 36.
Preferred materials for the protection layer include MgO,
silicon dioxide (Si0,), and a silica-containing sol-gel mate-
rial such as polysilazane. Either a single protection layer or a
multilayer combination of these materials can be used. In the
absence of a protective layer, the thermoelectric properties of
DyBCO will degrade over a relatively quick time with expo-
sure to ambient oxygen and elevated temperatures. Similarly,
strontium cobaltate and strontium sodium cobaltate are
degraded by exposure to atmospheric humidity. A preferred
thickness for protective layer 50 is between about 0.2 um and
about 2.0 um.

An optically black radiation-absorbing layer 42 is grown
on protective layer 50. The absorption spectrum of this layer
essentially determines the spectral response of the inventive
transverse thermoelectric radiation sensor. Suitable materials
for layer 42 include boron carbide, titanium nitride, chro-
mium oxide, gold black, and carbon. A diamond-like (DLC)
form of carbon is preferred. Such a DLC layer can be grown
by magnetron sputtering, as is known in the art. Absorption
layer 42 preferably has a thickness between about 0.5 pm and
about 5.0 um. Whatever the selected material, layer 42 is
preferably made sufficiently thick such that about 95% or
greater of radiation is absorbed and converted to heat within
the absorption layer. Incomplete absorption in layer 42 results
in less than optimum thermoelectric response signal, and can
result in a non-linear response.

When the radiation-absorber layer is heated by incident
radiation a thermal gradient is formed across sensor layer 36
between the radiation-absorber layer and copper substrate 32.
Because of a high anisotropy of the thermoelectric properties
of sensor layer 36 resulting from the tilted crystal-axis, heat
flow across the thickness of the sensor layer, generates an
electric field in the sensor layer perpendicular (transverse to)
to the heat-flow (thermal-gradient) direction. This transverse
electric field results from significantly different values of
Seebeck coefficients in the crystalline a-b and ¢ directions for
the sensor-layer material.

Elongated electrodes 38 and 40, parallel to each other and
spaced apart, are deposited on sensor layer 36 in electrical
contact therewith. Suitable materials for the electrodes
include gold (Au), platinum (Pt), silver (Ag), and palladium
(Pd). The transverse electric field between the electrodes
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results in a voltage between, the electrodes, linearly propor-
tional to the incident radiation power on the absorbing layer.
This voltage can be approximated by an equation:

L . M
V., = Z_IATZ(Sab — So)sin(2a)

where V_ is the voltage produced between the first electrode
38 and the second electrode 40; t is the thickness of sensor-
layer 36, AT, is the temperature differential across sensor
layer 36; . is the tilt angle of the crystalline c-axis of layer 36;
S,» and S_ are the Seebeck coefficients in respectively the a-b
and c crystal directions of the sensor layer; and L is the
diameter of the beam of the incident laser radiation beam.

FIG. 1A schematically illustrates another preferred
embodiment 30A of a transverse thermoelectric sensor in
accordance with the present invention. Sensor 30A is similar
to sensor 30 of FIG. 1, with an exception that protection layer
50 of sensor 30 is replaced in sensor 30A with a protection
layer group 51, here including three component layer or sub-
layers 51A, 51B, and 51C listed in order from the sensor
layer.

Layer 51A is preferably alayer of MgO or SiO,. Layer 51B
is preferably a layer formed from a silica-containing sol-gel
material such as polysilazane or polysiloxane. Layer 51C is
preferably a layer of SiO,. Layer 51B is formed by coating
layer 51A with a precursor in liquid or gel form and then
heating the precursor layer to form a solid layer. The precur-
sor liquid and resulting solid fills pores in layer 51A for
providing a highly effective barrier to atmospheric penetra-
tion. Layer 51C provides a refractory glassy layer for facili-
tating deposition of the absorber layer.

Sub-layer 51A preferably has a thickness of between 0.1
pm and 0.5 pum. Sub-layer 51B preferably has a thickness of
between and 0.2 um and 1.0 pm. Sub-layer 51C preferably
has a thickness of between 0.2 um and 2.0 pm.

In preferred arrangement of all layers of the inventive sen-
sor (on a copper substrate): buffer layer 34 is a layer of MgO
having a thickness of 3.5 pm; sensor layer is a layer of
DyBCO having a thickness of 1.0 um; protection layer 51A is
a layer of MgO having a thickness of 0.2 pum; protection layer
51B is a layer of polysilazane having a thickness of 0.6 um;
protection layer 51C is a layer of SiO, having a thickness of
1.0 um; and absorber layer 42 is a layer of diamond-like
carbon having a thickness of 2.0 um.

FIG. 2 is plan-view from above schematically a preferred
arrangement of sensor layer 36 in which the sensor layer is
patterned into a plurality of strips 36A, each thereof extend-
ing between electrodes 38 and 40. The width of the strips is
designated as W, and the width of the gaps between the strips
is designated W,. Here, the strips are aligned parallel to the
c-axis direction of the sensor layer. The strips can be formed
by photolithography and wet-etching of a continuous layer of
thermoelectric material. Layer 36 can be defined for purposes
of this description and the appended claims as a sensor-
element, which term applies to continuous sensor-layer and
or a layer patterned into the parallel strips of FIG. 2 or some
other pattern. A patterned sensor layer may be used in both of
the above described sensor embodiments.

In one example of the inventive detector, strips (c-axis
aligned) of DyBCO having a width W, of about 300 um, with
gaps W, of about 50 um therebetween, with a length between
electrodes of about 33 mm and a width of about 32 mm across
the pattern of strips, provided a thermoelectric signal of about
100 microvolts (V) when the detector was irradiated by
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carbon dioxide (CO,) laser-radiation having a power of about
100 Watts (W). Without patterning, i.e., with sensor-element
36 as a continuous sheet between the electrodes, the thermo-
electric signal voltage was about 35 pV.

In another example of the inventive detector, with dimen-
sions as in the above example, but with strips 36 A aligned at
45-degrees to the c-axis direction, the thermoelectric signal
was about 60 uV. In yet another example, with 45-degree
aligned strips, but with W, and W, each about 100 um, the
thermoelectric signal was about 61 uV. These exemplary
results indicate that, for a given active area of the detector, the
thermoelectric signal is dependent on the alignment of sen-
sor-material strips with the crystalline c-axis of the thermo-
electric material, but may not be sensitive to the width of the
strips and gaps therebetween. Indeed, strip-width to gap
ratios from 1 to 6 were tested with no significant change
observed in thermoelectric response.

FIG. 3 is a graph schematically illustrating thermoelectric
signal voltage as a function of incident CW CO, laser power
for an example of the inventive detector having a DyBCO
sensor-element patterned as depicted in FIG. 2. Again, the
active area is 33 mmx32 mm. It can be seen by comparing
individual data points (circles) with the best-fit straight line
that the sensor response is very linear.

FIG. 4 is a graph schematically illustrating peak thermo-
electric voltage (circles) and reflected energy (diamond) as a
function of incident pulse-energy for the detector example of
FIG. 3 responsive to incident 10 nanosecond (ns) pulses from
a 1064-nm solid state laser. The solid straight line in the graph
of FIG. 4 is a best-fit to the circle (peak-voltage) data-points,
indicating the same high degree of linearity of response expe-
rienced with CW radiation as in the graph of FIG. 3.

FIG. 5 is a graph schematically illustrating thermoelectric
signal as a function of time for one of the pulses of the graph
of FIG. 4. The response-time (rise-time) of the signal is about
640 nanoseconds, which is comparable to the response of a
photodiode detector.

The above-described patterning of sensor layer 36 not only
improves sensitivity of the inventive detector but also the
spatial uniformity of the sensitivity. Normalized spatial dis-
tribution of sensitivity of the detector of FIGS. 3 and 4 is
schematically depicted in FIG. 6. It can be seen that the spatial
uniformity over most of the useful area of the detector is about
+5%. The spatial uniformity for the same detector without a
patterned sensor layer was about £20% over the same region.

Regarding power-handling capability of the inventive
detector, for any particular substrate and buffer layer, this will
be determined by the selection of the sensor-layer material.
By way of example, cuprates, such as dysprosium barium
cuprate, have a maximum service temperature of <350° C.
Based on heat transfer calculations it is estimated that a detec-
tor using dysprosium barium cuprate as a sensor-material will
be limited to measuring radiation power up to about 2 kilo-
watts (kW). Cobaltate transverse anisotropic thermoelectric
materials, such as strontium cobaltate, in principle have ser-
vice temperatures =350° C. and should allow measurement of
laser power greater than 2 kW.

In summary, the present invention is described in terms of
a preferred and other embodiments. The invention is not
limited, however, to the embodiments described and depicted
herein. Rather the invention is limited only by the claims
appended hereto.

What is claimed is:

1. A laser-radiation sensor, comprising:

a copper substrate;

an oriented polycrystalline buffer-layer deposited on a sur-

face of the substrate, the buffer-layer having a crystal-
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orientation at a first angle between about 10 degrees and
about 45 degrees relative to anormal to the surface of the
substrate;

an oriented polycrystalline sensor-clement of a thermo-

electric material selected from the group of thermoelec-
tric materials consisting of dysprosium barium cuprate,
strontium sodium cobaltate, and strontium cobaltate
deposited on the buffer layer, the sensor-element having
acrystalline c-axis orientation at a second angle between
about 10 degrees and about 45 degrees relative to the
normal to the surface of the substrate;

two or more protection layers deposited on the sensor-

element;

aradiation-absorber layer deposited on the uppermost pro-

tection layer; and

first and second elongated electrodes spaced apart in elec-

trical contact with the sensor-element.

2. The laser-radiation sensor of claim 1, wherein the sen-
sor-element is a continuous layer of the oriented polycrystal-
line sensor-material extending between the first and second
electrodes.

3. The laser-radiation sensor of claim 1, wherein the sen-
sor-element includes a plurality of strips of the oriented poly-
crystalline sensor-material spaced apart, parallel to each
other, and extending between the first and second electrodes.

4. The laser-radiation sensor of claim 3, wherein the strips
of the sensor-element are aligned parallel to the crystalline
c-axis of the oriented polycrystalline sensor-material.

5. The laser-radiation sensor of claim 1, wherein there is a
first protection layer deposited on the sensor element, a sec-
ond protection layer deposited on the first protection layer,
and a third protection layer deposited on the second protec-
tion layer.

6. The laser-radiation sensor of claim 5, wherein first pro-
tection layer is a layer of one of magnesium oxide and silicon
dioxide, the second protection layer is a layer of polysilazane,
and the third layer is a layer of silicon dioxide.

7. The laser-radiation sensor of claim 6, wherein the radia-
tion-absorber layer is a layer of a radiation-absorbing mate-
rial selected from a group of radiation-absorbing materials
consisting of boron carbide, titanium nitride, chromium
oxide, gold black, and diamond like carbon (DLC).

8. The laser-radiation sensor of claim 1, wherein the elec-
trodes include a metal selected from a group of metals con-
sisting of gold, platinum, silver, and palladium.

9. The laser-radiation sensor of claim 1, wherein the buffer
layer is a layer of material selected from a group of materials
consisting of magnesium oxide, yttrium stabilized zirconia,
and cerium oxide.

10. The laser-radiation sensor of claim 1, wherein the first
and second angles are about the same.

11. The laser-radiation sensor of claim 1, wherein there is
a first protection layer formed from an oxide material depos-
ited on the sensor element and wherein there is a second
protection layer deposited on the first protection layer
wherein the second protection layer is applied in liquid or gel
form in order to fill in pores formed in the oxide layer.
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12. A laser-radiation sensor, comprising:

a substrate of a highly thermally conductive material;

an oriented polycrystalline buffer-layer deposited on a sur-

face of the substrate, the buffer-layer having a crystal-
orientation at a first angle between about 10 degrees and
about 45 degrees relative to a normal to the surface of the
substrate;

an oriented polycrystalline sensor-element of a thermo-

electric material selected from the group of thermoelec-
tric materials consisting of dysprosium barium cuprate,
strontium sodium cobaltate, and strontium cobaltate
deposited on the buffer layer, the sensor-element having
acrystalline c-axis orientation at a second angle between
about 10 degrees and about 45 degrees relative to the
normal to the surface of the substrate;

two or more protection layers deposited on the sensor-

element;

a radiation-absorber layer deposited on the uppermost pro-

tection layer;

first and second elongated electrodes spaced apart in elec-

trical contact with the sensor-element; and

wherein the sensor-element includes a plurality of strips of

the oriented polycrystalline sensor-material spaced
apart, parallel to each other, and extending between the
first and second electrodes, with each of the strips in
electrical contact with the first and second electrodes.

13. The laser-radiation sensor of claim 12, wherein the
substrate is a copper substrate.

14. The laser-radiation sensor of claim 12, wherein the
buffer layer has a thickness between about 0.5 micrometers
and about 4.0 micrometers, and is a layer of material selected
from a group of materials consisting of magnesium oxide,
yttrium stabilized zirconia, and cerium oxide.

15. The laser-radiation sensor of claim 12, wherein the
strips of sensor material have a thickness between about 300
nanometers and about 2000 nanometers.

16. The laser-radiation sensor of claim 12, wherein there is
a first protection layer deposited on the sensor element, a
second protection layer deposited on the first protection layer,
and a third protection layer deposited on the second protec-
tion layer.

17. The laser-radiation sensor of claim 16, wherein first
protection layer is a layer of one of magnesium oxide and
silicon dioxide, the second protection layer is a layer of pol-
ysilazane, and the third layer is a layer of silicon dioxide.

18. The laser-radiation sensor of claim 12, wherein the
absorber layer has a thickness of between about 0.5 microme-
ters and about 5.0 micrometers, and is a layer of a radiation-
absorbing material selected from a group of radiation-absorb-
ing materials consisting of boron carbide, titanium nitride,
chromium oxide, gold black, and diamond like carbon
(DLO).

19. The laser-radiation sensor of claim 11, wherein there is
a first protection layer formed from an oxide material depos-
ited on the sensor element and wherein there is a second
protection layer deposited on the first protection layer
wherein the second protection layer is applied in liquid or gel
form in order to fill in pores formed in the oxide layer.
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